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PROBLEM TO BE SOLVED: To provide a catalyst producing method capable of uniformly dispersing noble metal particles in a carrier 
and easily controlling the particle size of the noble metal particles. 

SOLUTION: A catalyst producing method consists of a process for preparing a noble metal colloid soln. by mixing a noble metal salt 
with an org. polymer, a metal alkoxie decomposing process mixing metal alkoxide with the noble metal colloid soln. and subsequently 
hydrolyzing metal alkoxide and a baking process drying and baking the mixture obtained by the metal alkoxide decomposing process to 
form a catalyst powder. 
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« NOTICES * 

IPO and NCIPI are not responsible for any 
lamages caused by the use of this translation. 

I. This document has been translated by computer. So the translation may not reflect the original precisely. 
!.**** shows the word which can not be translated. 
i.In the drawings, any words are not translated. 



CLAIMS 



£laim(s)] 

£laim 1] the noble-metals colloidal-solution preparation process of mixing a noble-metals salt and an organic polymer and preparing 
:he noble-metals colloidal solution, the metal alkoxide decomposition process which mixes a metal alkoxide to said noble-metals 
colloidal solution, and subsequently hydrolyze this metal alkoxide, and the baking process which dry and calcinate the mixture obtained 
jt said metal alkoxide decomposition process, and form catalyst powder — since — the manufacture approach of the catalyst 
characterized by to become. 

Claim 2] Said organic polymer is the manufacture approach of a catalyst according to claim 1 of having a hydroxyl group at least 
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< NOTICES * 

IPO and NCI PI are not responsible for any 
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I. This document has been translated by computer. So the translation may not reflect the original precisely. 
!.**** shows the word which can not be translated. 
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)ET AILED DESCRIPTION 



Detailed Description of the Invention] 

:oooi] 

field of the Invention] This invention relates to the manufacture approach of catalysts, such as a catalyst for emission gas purification 

vhich purifies the exhaust gas discharged by internal combustion engines, such as an engine of an automobile. 

:<)002] 

^Description of the Prior Art] The catalyst for emission gas purification which purifies the exhaust gas which occurs with an internal 
lombustion engine is in a kind of a catalyst Many three way component catalysts which can perform oxidation of a carbon monoxide 
CO) and a hydrocarbon (HC) and reduction of nitrogen oxides (NOX) to coincidence, and can purify these atmospheric pollutants 
especially are used as a catalyst for emission gas purification which purifies the exhaust gas which occurs with the engine of an 
automobile. 

]0003] As such a catalyst for emission gas purification, the support layer of the porosity which consists of an alumina is formed in the 
ront face of the heat-resistant support base material which consists of cordierite etc., and the thing which made the support layer 
support noble metals, such as platinum (Pt), a rhodium (Rh), and palladium (Pd), is known widely. After making various noble-metals 
salts stick to a support layer, the support layer was made to support noble metals with the former by performing suitable heat 
reatment in the manufacture. 

!0004] However, noble metals will carry out localization to the surface part of a support layer, and will be supported with this 
nanufacture approach. So, the catalyst for emission gas purification acquired by this manufacture approach was what sintering of noble 
netals tends to produce, when heated by the elevated temperature by the oxidizing atmosphere. In order to prevent sintering of such 
noble metals, the technique of making the whole support layer distributing a noble-metals particle to homogeneity is searched for. 
!0005] On the other hand, the hydrogen-treating catalyst which comes to support at least one sort of metals chosen as the support 
which consists of complex which is made to carry out the cohydrolysis polymerization of an organic polymer and at least two kinds of 
netal alkoxides under coexistence of a metal salt (noble-metals salts, such as Pt and Pd) or un-living together, and is obtained, and a 
Dorosity inorganic oxide from 6A group of a periodic table and eight groups is indicated by JP.6-31170A If this manufacture approach 
s used, it is possible to obtain what the noble-metals particle is distributing in the whole support layer. 

[0006] However, if the polymerization of an organic polymer, a metal alkoxide, and the noble-metals salt is carried out in the state of 
coexistence, since each will serve as complex mixed with high distribution, the magnitude of the noble-metals particle formed in the 
case of baking is easily uncontrollable. Therefore, with the catalyst manufactured using this manufacture approach, sintering of noble 
-netals cannot fully be controlled. 
!0007] 

[Problem(s) to be Solved by the Invention] While this invention is made in view of the above-mentioned actual condition and being able 
to make homogeneity distribute a noble-metals particle in support, let it be a technical problem to offer the manufacture approach of 
the catalyst which can control the particle size of the noble-metals particle easily. 
[0008] 

[Means for Solving the Problem] the noble-metals colloidal-solution preparation process of the manufacture approach of the catalyst 
of this invention which solves the above-mentioned technical problem according to claim 1 mixing a noble-metals salt and an organic 
oolymer. and preparing the noble-metals colloidal solution, the metal alkoxide decomposition process which mix a metal alkoxide to said 
noble-metals colloidal solution, and subsequently hydrolyze this metal alkoxide, and the baking process which dry and calcinate the 
mixture obtained at said metal alkoxide decomposition process, and form catalyst powder — since — it is characterized by to become. 
[0009] As for said organic polymer, the manufacture approach of the catalyst of this invention which solves the above-mentioned 
technical problem according to claim 2 is characterized by having a hydroxyl group at least in the manufacture approach of a catalyst 
according to claim 1. 
[0010] 

[Embodiment of the Invention] The manufacture approach of a catalyst according to claim 1 consists of a series of processes of a 
noble-metals colloid preparation process, a metal alkoxide decomposition process, and a baking process. At a noble-metals colloidal- 
solution preparation process, a noble-metals salt and an organic polymer are mixed and the noble-metals colloidal solution is prepared. 
[001 1] As a class of noble-metals element, iridium (Ir), silver (Ag), etc. can be mentioned other than Pt, Rh, and Pd of point **. For 
example, if a noble-metals element is Pt PtCI4 and 5H20, H2PtCl4, nitric-acid platinum, etc. can be mentioned to the noble-metals 
salt. Moreover, polyvinyl alcohol, polyacrylic acid, poly propyl alcohol, etc. can be mentioned to an organic polymer. 
[0012] Although not limited especially about the mixed approach of a noble-metals salt and an organic polymer, it is desirable to mix a 
noble-metals salt and an organic polymer in a dispersion medium. Of this mixing, the noble-metals colloidal particle which consists of a 
noble-metals salt and an organic polymer is formed, and the noble-metals colloidal solution which this noble-metals colloidal particle 
distributed in the dispersion medium can be obtained. Moreover, an organic polymer can be made to incorporate the noble-metals salt 
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f the specified quantity by choosing the combination of the class (compound kind) of a noble-metals salt and organic polymer. That is, 
ie noble-metals colloidal particle by which the noble-metals element of the amount of requests was incorporated can be formed. 
301 3] It is desirable to choose suitably the temperature of a dispersion medium, the concentration of a noble-metals salt and an 
rganic polymer, etc., and to mix so that a noble-metals colloidal particle may be formed efficiently and so much at this process. At a 
letal alkoxide decomposition process, a metal alkoxide is mixed to said noble-metals colloidal solution, and, subsequently this metal 
Ikoxide is hydrolyzed. 

3014] The alkoxide which consists of metallic elements used as the principal component of support is used for a metal alkoxide. 
ilthough an alumina (aluminum 203), a silica (Si02), the zirconia (Zr02), the titania (Ti02), the silica alumina, the zeolite, etc. are 
nown by support if support is constituted from an alumina, for example, the metallic element used as the principal component of 
upport serves as aluminum, and can use aluminum (OC2H5)3, aluminum (OC3H7)3, etc. for a metal alkoxide. 

0015] At this process, especially the mixed approach of a metal alkoxide may prepare the metal alkoxide solution in which it is not 
mited, and the metal alkoxide could be directly mixed to the noble-metals colloidal solution, or the metal alkoxide was dissolved, and 
lay mix this metal alkoxide solution with the noble-metals colloidal solution. Moreover, in case a metal alkoxide is hydrolyzed, water 
nay be added if needed. Furthermore, after mixing a metal alkoxide to the noble-metals colloidal solution, and performing reflux, it is 
lesirable to hydrolyze a metal alkoxide. By flowing back, a reaction can be promoted and a uniform colloid alkoxide solution can be 
■btained. 

0016] Furthermore, it is desirable to choose the temperature of a solution, the concentration of a metal alkoxide, etc. suitably, and to 
nix so that a metal alkoxide may hydrolyze efficiently and so much. At a baking process, the mixture obtained at the metal alkoxide 
lecomposition process is dried and calcinated, and catalyst powder is formed. About the desiccation approach of this mixture, if a 
loble-metals colloidal particle and the decomposition product containing the metallic element which constituted the metal alkoxide are 
icquired together, it will not be limited especially. As long as there are many amounts of the solvent of mixture, you may dry, after 
iltering. 

0017] Subsequently, if this dry matter is calcinated, the metallic element of the decomposition product of a metal alkoxide will oxidize, 
t will become an oxide, and the oxide particle which uses this metallic element as a principal component will be formed. Moreover, the 
loble-metals element in a noble-metals colloidal particle simple-substance-izes to coincidence, and forms a noble-metals particle in it. 
>ince a 'noble-metals element is in the condition of having been surrounded by the metallic element of a metal alkoxide through the 
>rganic polymer, at this time, a noble-metals element can be condensed by what were incorporated by the same noble-metals colloidal 
jarticle. So, the noble-metals particle formed is controlled by small particle size. Consequently, the catalyst powder which consists of 
in oxide particle which uses as a principal component the metallic element which constituted the metal alkoxide, and a noble-metals 
>article minutely distributed in this oxide particle is compounded. 

0018] In addition, baking conditions, such as a firing environments in baking, burning temperature, and firing time, are chosen suitably, 
n this way. the application of the obtained catalyst powder can be chosen variously and is not especially limited by the class of noble- 
netals particle (noble-metals element) contained. For example, the catalyst powder containing the noble-metals particle which consists 
)f Pt, Rh, Pd, etc. can be used as a catalyst for emission gas purification which purifies the exhaust gas discharged by internal 
combustion engines, such as an engine of an automobile. 

10019] As mentioned above, by the manufacture approach of a catalyst according to claim 1, before mixing a noble-metals salt and a 
netal alkoxide, the big description is to have established the noble-metals colloidal-solution preparation process of using an organic 
polymer and preparing the noble-metals colloidal solution, and the particle size of the noble-metals particle supported by the support 
ayer can be stopped small easily. So, even if the catalyst which the particle size of a noble-metals particle was small controlled by this 
-nanufacture approach, and was manufactured is heated by the elevated temperature by the oxidizing atmosphere, sintering of a noble- 
■netals particle cannot produce it easily. 

$020] Moreover, in a baking process, the noble-metals particle of a desired particle size can be easily formed by forming the noble- 
netals colloidal particle by which the noble-metals element of the amount of requests was incorporated using the ability condensing by 
:hose by which the noble-metals element was incorporated by the same noble-metals colloidal particle. What has a hydroxyl group at 
east is used as an organic polymer, arid also the manufacture approach of a catalyst according to claim 2 can be enforced like the 
manufacture approach of a catalyst according to claim 1. 

[0021] The hydroxyl group of an organic polymer is in compatibility to water-soluble liquid. So, if a water-soluble solution is prepared in 
a noble-metals colloidal-solution preparation process, an organic polymer will turn the hydroxyl group outside (solution), and will come 
to incorporate a noble-metals salt. At this time, flowing back is desirable. By this reflux, the noble-metals element of a noble-metals 
salt can be returned. In this way, the returned noble-metals element is easily combinable with the hydroxyl group of an organic polymer. 

[0022] If a metal alkoxide is mixed to the noble-metals colloidal solution on suitable mixed conditions, hydrolysis can be made to be 
able to cause by one metal alkoxide. and it can be made to react with a hydroxyl group by the metal alkoxide of another side in the 
continuing metal alkoxide decomposition process. Consequently, the noble-metals colloidal particle which the metallic element of a 
metal alkoxide combined with the front face is generated. 

[0023] Subsequently, in a baking process, when the mixture obtained at the metal alkoxide decomposition process is dried, the noble- 
metals colloidal particle which has combined the metallic element with the front face is enclosed by the decomposition product 
containing the metallic element which constituted the metal alkoxide further. Therefore, a noble-metals element will be in the condition 
of having been further surrounded by the metallic element of a metal alkoxide through the organic polymer. So, in continuing baking, the 
catalyst powder which becomes the metal particles which use as a principal component the metallic element which condensation of a 
noble-metals element stopped being able to happen easily, and constituted the metal alkoxide, and the pan which distributed in these 
metal particles from a noble-metals particle with a small particle size is compounded. 

[0024] The particle size of a noble-metals particle is controlled by this catalyst powder very small. So, with this catalyst powder, even 
if heated by the elevated temperature by the oxidizing atmosphere, sintering of a noble-metals particle hardly arises. 
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0025] 

Example] The catalyst for emission gas purification can be acquired by fabricating the Plastic solid of a pellet type by the manufacture 
pproach of a catalyst according to claim 1 or 2, using this catalyst powder, if the catalyst powder containing the noble-metals particle 
/hich consists of Pt, Rh, Pd, etc. is manufactured. 

0026] Moreover, the catalyst for emission gas purification which consists of noble metals supported by the support layer and this 
upport layer of the porosity which covers the front face of a support base material and this support base material can also be 
cquired by preparing a support base material and forming in the front face of this support base material the layer which consists of 
atalyst powder. In this case, the monolith support base material which consists of heat-resistant ceramics, such as cordierite, the 
letal support made from a metallic foil, etc. can be used for a support base material. 

0027] When manufacturing such a catalyst for emission gas purification, a noble-metals support layer can be formed in the following 
rocedure. First, it mixes with catalyst powder and a suitable dispersion medium, a slurry is prepared, and the front face of a support 
ase material is coated with this slurry. Subsequently, it calcinates on suitable baking conditions. Although not limited especially about 
he coating approach of a slurry at this time, this slurry can be easily coated with a support base material by being immersed, for 
sample. Moreover, baking conditions, such as a firing environments in baking, burning temperature, and firing time, are suitably chosen 
.ccording to the class of catalyst powder. 

0028] In addition, as for the support layer, the NOX absorption element and the cerium oxide may be supported. As a NOX absorption 
dement, as being chosen out of alkali metal, alkaline earth metal, and rare earth elements, a kind can be used as it is few. Moreover, 
ince a cerium oxide has oxygen occlusion and an emission operation, it can obtain the more excellent catalyst engine performance. As 
or this Ce, it is desirable to support with the condition of having stabilized as a multiple oxide (Ce-Zr oxide) with Zr. In addition, as for 
i Ce/Zr ratio, it is desirable that it is in the range of 0.1-10. 

0029] As an approach of making a support layer supporting a NOX absorption element and a Ce-Zr oxide, when forming a support 
aver, a NOX absorption element, Ce-Zr oxides, or those source materials are added to the slurry of catalyst powder, and the method 
►f coating the front face of a support base material with the slurry, and calcinating it is mentioned. In the case of this baking, a NOX 
ibsorption element and a Ce-Zr oxide are supported by the support layer. 

0030] Or after forming a support layer, the method of making the support layer support a NOX absorption element and a Ce-Zr oxide 
s also. For example, the solution containing a NOX absorption element or a Ce-Zr oxide can be prepared, the solution can be infiltrated 
nto the front face of a support layer, and the support layer can be made to support a NOX absorption element and a Ce-Zr oxide with 
;alcinating on baking conditions suitable subsequently. 

0031] Hereafter, an example explains this invention concretely. In addition, in the following explanation, the "section" shall mean the 
hing of the weight section. 

Example 1) By the manufacture approach of the catalyst of this invention, as it was the following, the catalyst powder which consists 
>f an oxide particle of an alumina and a noble-metals particle of Pt distributed in this oxide particle was manufactured. The flow of the 
>rocess is shown in drawing 1 . 

Noble-metals colloidal-solution preparation process] 0.438g weighing capacity of PtCI4 and the 5H20 which is the salt of Pt was 
;arried out, and this was dissolved in 500g ethanol. Then, the polyvinyl alcohol (PVA) which is an organic polymer was mixed in this 
solution. Here, PVA of the amount which corresponds about 50 times by Pt mol conversion of PtCI4 and 5H20 was mixed. Then, the 
;olution with which PVA was mixed was flowed back at about 80 degrees C. Consequently, the noble-metals salt was returned, the 
eturned noble-metals salt was wrapped in by PVA, and the noble-metals colloidal particle was formed. In this way, the noble-metals 
solloidal solution which the noble-metals colloidal particle distributed to homogeneity was prepared. 

I6.7g weighing capacity of the aluminum ethoxide (aluminum3 (OC2H5)) was carried out as a [metal alkoxide decomposition process] 
netal alkoxide, and this was dissolved in about 500g ethanol. Furthermore, the concentration of optimum dose, in addition a solution 
vas acljusted for ethanol to 0.5 mo l/l. This solution and the noble-metals colloidal solution obtained at the noble-metals colloidal- 
jolution preparation process were mixed. The pure water which diluted this mixed solution with alcohol after flowing back at about 80 
iegrees C was added slowly, and aluminum ethoxide was hydrolyzed. Consequently, the aluminum hydroxide containing a noble-metals 
component deposited. 

3y performing filtration under reduced pressure for the solution obtained at the [baking process] metal alkoxide decomposition process, 
:he noble-metals colloidal particle and the aluminum hydroxide were separated from the solution together. In this way, it was made to 
iry after washing the noble-metals colloidal particle and aluminum hydroxide which were separated by the suitable penetrant remover. 
Subsequently, it calcinated slowly over 5 hours with the burning temperature of 600 degrees C. The catalyst powder (Pt distribution 
alumina powder) which consists of metal particles which consist of an alumina, and a noble-metals particle (Pt particle) which consists 
jf Pt minutely distributed in these metal particles was compounded as a result of this baking. 

/formation of the catalyst for emission gas purification] — using the catalyst powder manufactured in this way, it became the 
loneycomb support made from cordierite from the alumina, and it is the following, and the catalyst for emission gas purification which 
consists of Ce-Zr oxides supported by the support layer as well as Pt particle supported by the support layer and support layer of the 
porosity which covers the front face of this honeycomb support was made and formed. 

"0032] Besides the Pt distribution alumina powder 100 section, it is the alumina sol 70 section (the contents of an alumina are the ten 
sections to the Pt distribution alumina powder 100 section.), what is used below is the same as this — the aluminium nitrate water- 
solution 15 section (the aluminium nitrate is dissolving 40% of the weight to the whole aluminium nitrate water solution.) What is used 
jelow is the same as this. The Ce-Zr oxide 40 section (a Ce/Zr ratio is 4) and the water 30 section were prepared, respectively, 
stirring mixing of these was carried out and the slurry for coatings was prepared. In addition, the Ce-Zr oxide was prepared beforehand 
as follows. 

[0033] First, particle size distribution are in 20 micrometers or less, and specific surface area prepared Ce02 powder more than 
50m2/g. After having been immersed in the oxy-zirconium-nitrate water solution, pulling up this Ce02 powder and making it dry at 200 
degrees C for 3 hours, it calcinated with the burning temperature of 600 degrees C in air for 5 hours. In this way, the Ce-Zr oxide 
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mich are cerium oxide and the complex of a zirconium dioxide was obtained. In addition, the Ce/Zr ratio was set to 4. 

3034] On the other hand, it could be immersed in water, and the honeycomb support made from cordierite was made to become wet, 

/as pulled up, and excessive moisture was blown off. After having been immersed in the previous slurry for coatings, pulling up this 

oneycomb support and blowing off an excessive slurry, it dried for 20 minutes at the temperature of 80 degrees C. Subsequently, it 

alcinated with the burning temperature of 600 degrees C in air for 1 hour. After having been again immersed in the slurry for coatings, 

ulling up this baking object and blowing off an excessive slurry, desiccation and baking were performed like the point. 

0035] In this way, the support layer of the porosity which consists of a Pt particle and an alumina with which the Ce-Zr oxide was 

upported was formed in the front face of honeycomb support. The amount of formation of a support layer here was 120g per 11. of 

toneycomb support. 

Example 2) In this example, after obtaining catalyst powder like an example 1. as it was the following, the catalyst for emission gas 
•urification was formed. 

0036] The Pt distribution alumina powder 100 section, the alumina sol 70 section, the aluminium nitrate water-solution 15 section, and 
he water 30 section were prepared, respectively, stirring mixing of these was carried out, and the slurry for coatings was prepared. On 
he other hand, it could be immersed in water, and the honeycomb support made from cordierite was made to become wet, was pulled 
ip, and excessive moisture was blown off. After having been immersed in the slurry for coatings prepared previously, pulling up this 
loneycomb support and blowing off an excessive slurry, it dried for 20 minutes at the temperature of 80 degrees C. Subsequently, it 
;alcinated with the burning temperature of 600 degrees C for 1 hour. After having been again immersed in the slurry for coatings, 
lulling up this baking object and blowing off an excessive slurry, desiccation and baking were performed like the point. 
0037] In this way, the support layer of the porosity which consists of an alumina which supported Pt particle was formed in the front 
ace of honeycomb support The amount of formation of a support layer here was 120g per 11. of honeycomb support Subsequently, 
ifter having been immersed for 1 minute, pulling up the honeycomb support in which the support layer was formed, at the point in the 
nixed water solution which the cerium nitrate (Ce3 (N03)) and the oxy-zirconium nitrate (Zr02 (N03)) dissolved and blowing away 
jxcessive moisture, it dried at the temperature of 200 degrees C for 3 hours. Subsequently, it calcinated with the burning temperature 
>f 600 degrees C in air for 5 hours, and the support layer was made to support a Ce-Zr oxide. In addition, the mixed water solution 
vhose concentration of an oxy-zirconium nitrate the concentration of a cerium nitrate is 0.32 mols/l., and is 0.08 mol/l as a mixed 
vater solution of a cerium nitrate and an oxy-zirconium nitrate was used also here so that a Ce/Zr ratio might be set to 4. 
Example 1 of a comparison) The alumina powder (grace company make; MI-386) 100 commercial section, the alumina sol 70 section, 
:he aluminium nitrate water-solution 15 section, and the water 30 section were prepared, respectively, stirring mixing of these was 
;arried out, and the slurry for coatings was prepared. 

'0038] On the other hand, it could be immersed in water, and the honeycomb support made from cordierite was made to become wet, 
vas pulled up, and excessive moisture was blown off. After having been immersed in the previous slurry for coatings, pulling up this 
loneycomb support and blowing off an excessive slurry, it dried for 20 minutes at the temperature of 80 degrees C. Subsequently, it 
calcinated with the burning temperature of 600 degrees C for 1 hour. After having been again immersed in the slurry for coatings, 
lulling up this baking object and blowing off an excessive slurry, desiccation and baking were performed like the point 
£039] In this way, the support layer of the porosity which consists of an alumina was formed in the front face of honeycomb support 
The amount of formation of a support layer here was also 120g per 11. of honeycomb support Pt nitrate water solution with which the 
nitrate of Pt is contained by predetermined concentration is prepared, and it was immersed in this Pt nitrate water solution, honeycomb - 
support was pulled up, and it was made to dry at 250 degrees C. In this way, the support layer was made to support Pt In addition, the 
amount of support here of Pt was set up so that it might be set to 2g per 11. of honeycomb support 

£xampje 2 of a comparison) The support layer of the porosity which consists of an alumina was formed in the front face of honeycomb 
support like the example 1 of a comparison. 

£040] Moreover, the mixed water solution of a cerium nitrate and an oxy-zirconium nitrate was prepared like the example 2. After 
laving been immersed for 1 minute, pulling up the honeycomb support in which the support layer was formed, in this mixed water 
solution and blowing away excessive moisture, it dried at the temperature of 200 degrees C for 3 hours. Subsequently, it calcinated 
with the burning temperature of 600 degrees C in air for 5 hours, and the support layer was made to support a Ce-Zr oxide. 
#041] Subsequently, Pt nitrate water solution with which the nitrate of Pt is contained by predetermined concentration is prepared, 
and it was immersed in this Pt nitrate water solution, honeycomb support was pulled up, and it was made to dry at 250 degrees C. In 
this way, the support layer was made to support Pt In addition, it set up so that the amount of support here of Pt might also be set to 
2g per 11. of honeycomb support 
[0042] 

[Appraisal method] Each catalyst for emission gas purification produced in an above-mentioned example and the above-mentioned 
example of a comparison was contained to the catalytic converter, the exhaust air system of 2L engine of an automobile was equipped, 
and the purification trial of the exhaust gas which occurs with this engine was performed. In the exam, three kinds of following 
purification trials were performed. 

(Trial 1) The minimum temperature of the exhaust gas with which the catalyst for emission gas purification can purify exhaust gas 50% 
was examined. 

[0043] In this trial, the engine was burned in air-fuel ratio A/F=14.6 (SUTOIKI), and exhaust gas was generated. This exhaust gas 
contains many COs, HC, and NOX(s). The catalyst for emission gas purification purified exhaust gas, raising the temperature of this 
exhaust gas from a low temperature side, at this time, it is contained in exhaust gas — each — the temperature from which CO, HC, 
and the rate of purification of NO<SUB>X became 50% was measured, respectively. The test result about each catalyst for emission 
gas purification of an example and the example of a comparison is shown in Table 1. 

(Trial 2) The purification engine performance of the catalyst for emission gas purification in case the temperature of exhaust gas is in 
400 degrees C was examined. 

[0044] In this trial, the engine was burned in air-fuel ratio A/F=14.6, and exhaust gas was generated. The temperature of exhaust gas 
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vas set as 400 degrees C, and the catalyst for emission gas purification purified exhaust gas. At this time, CO. HC, and the rate of 
>IOX emission gas purification in exhaust gas were measured. The test result about each catalyst for emission gas purification of an 
jxample and the example of a comparison is collectively shown in Table 1. 

Trial 3) When long duration use of the catalyst for emission gas purification is carried out at purification of hot exhaust gas, a lifting 
ind the purification engine performance may fall [ the noble-metals particle currently supported by the support layer ] sintering. Then, 
he particle size of Pt particle was examined as an index about the endurance ability to hot exhaust gas. 

0045] this durability test — air-fuel ratio A/F — a core [ 14.5 ] — carrying out — amplitude: — about 1 A/F and periodic: — the 
ingine was burned for 50 hours, making it change by about 0.5Hz, and exhaust gas was generated. In the meantime, the temperature of 
jxhaust gas was set as 900 degrees C, and the catalyst for emission gas purification purified exhaust gas. The mean particle diameter 
)f Pt particle after a trial was measured with the X-ray diffraction method. The test result about each catalyst for emission gas 
>urification of an example and the example of a comparison is collectively shown in Table 1. 
;0046] 
Table 1] 





HC CO N0i 


4Q0V,M& (%) 
HC CO N0r 


(A) 


mum i 


309 296 299 


93 


90 


91 


125 


mm 


295 286 288 


96 


95 


94 


120 


JttfcWl 


368 360 365 


79 


78 


75 


220 


mm 2 


340 338 335 


85 


81 


82 


205 



Table 1 shows that the temperature of the catalyst for emission gas purification of an example is low compared with the thing of the 
example of a comparison about the temperature from which the rate of purification of each CO, and HC and NOX contained in exhaust 
gas became 50%. Compared with the thing of the example of a comparison, it is clear from this result the catalyst's of an example for 
emission gas purification to excel in the catalyst engine performance in low temperature. 

[0047] Moreover, it turns out that any rate of purification of the catalyst for emission gas purification of an example is high compared 
with the thing of the example of a comparison about the rate of purification of CO, HC, and NOX in exhaust gas in case the 
temperature of exhaust gas is in 400 degrees C. This result shows excelling in the emission-gas-purification engine performance in 
case the catalyst for emission gas purification of an example has the temperature of exhaust gas in 400 degrees C compared with the 
thing of the example of a comparison. 

[0048] Furthermore, compared with the thing of the example of a comparison, it turns out that the mean particle diameter of the 
catalyst for emission gas purification of an example is small about the mean particle diameter of Pt particle currently supported by the 
support layer after a durability test. The frequency of a noble-metals particle where sintering is caused with the catalyst for emission 
gas purification of an example compared with the thing of the example of a comparison is small, and it is clear from this result that 
there is little purification performance degradation. 

[0049] In addition, the example 2 is a little smaller than the catalyst for emission gas purification of an example 1 about the mean 
particle diameter of Pt particle after this durability test. This reason is considered as follows. In the example 2, since support of a Ce- 
Zr oxide is made at the process different from support of Pt particle by the sinking-in support from the raw material solution of a Ce- 
Zr oxide, the Ce-Zr oxide is distributing more minutely compared with the thing of an example 1. It is thought that this Ce-Zr oxide 
controlled sintering of Pt particle more. 
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Brief Description of the Drawings] 

Drawing 1] It is the chart Fig. of the process in manufacture of the catalyst for emission gas purification of an example 1. 



Translation done.] 



h+trv//iA/w\A/4 inHI nr.ini em in/r.P*i-hin/tran web ceri eiie 



2004/12/24 



(18>B*BW* (JP) (12) ^ H # |^ ^ ^ (a) WMtam&m** 

#$§2000-15097 
(P2000-15097A) 
(43)&I8B ¥^12^1^I8H (2000, 1.18) 

FI r*3-K(**> 

B0 1J 23/38 Z ABA 4D0 48 

37/03 B 4 G 0 6 9 

BO ID 53/36 1 0 4A 



(51) Into. 7 HBBW 

B0 1J 23/38 ZAB 

BO ID 53/94 

B 0 1 J 37/03 



S*^C0»2 OL (4 7B) 



(2i)aa## 


ftBWO- 184508 


(71)UBA 


000003207 










(22>tUKH 


¥A10$ 6 30 B (1998. 6. 30) 




s^i»aBaT&h3^Bris«i 






<72)»W* 










att«Sffl*ha^"ri#« Fa*as» 














(74)«SA 


100081776 



















64) mwozm momrnxm 



(57) [gift] 

sg^jsno-Y F&ftMixg£. «rsat&«=iEU f 

ifiSCC^WTJl'^+t'F^iS^l/. Xl->T^ir^3 
+VF*JB*»IW*All7^=i*J/F»JICai4. mr 



(2) 

1 

Hi, 

[st3SS2 ] m&mmv -7~\t'pt£<, t^imm* 
mm*m i Kra©M&©»&&&. 

[0001] 
[0 00 2] 

k* (co> Ts&mvm (ho ©swb£. M*®fb 
& (no,) (omTtt^m^^-yxcixhoy^M^ 

[0003] c©«fc 5 ftgf#x?iKbfflli«I£ or. m 
«. 3 - -f ^ x 7 >f h a ft sw&teffit****©* 

Bote. 7;U;t*>e>ftS#?LH©fi8Ji4:JI5fiEU *© 
fflJfllKfi# (Pt) . P-»A (Rh) , A7^A 
(Pd) fti'©a£JS£fflJ#3-efcfc©* J J£<fcie>*aT 30 

*ffl^®CCR»S#^C®3ft»S!ia€riS-rc itCfc 

[0 004] lyi^hUifih, C<DW&5&Vtt. ft&R 

^^©^ssp^tcssLrffl^sn-cLS^. -en 

fb#H»-Cj£SteJto&3ttfc£ *(c*3feM©~» 5"J > 

C©<fc5ftM£K©'» 

[0 00 5] #W¥6 - 3 l l 7 Of^iKB, 
W«*'Jv-£4>ft< £*2«H©£K7*3+i/F<fc 
££H£(Pt. Pdl?©ft£Hii£) <Dft8Tft*t»Ut 

Wfc<MMb»*>5>&Sfflftfc. ja«a©6A«asiaf8ijE 
*>6iiB*i£i!>ft< £& \m®&fg&E%LXfj:2>7)<%i 

B. JI£IIt4*#ffiJ#lf£#CcafiL-Cl,».5fc©£fSS 

[0 00 6] Lifibt£ifiF>. WBtf'Jv-. &JS7JI/3 50 



Hi2000-15097 
2 

*j/Faofftfewatft??«»-cfi^3i*si. -e-n-e 

[0007] 

*-cft$n/cfc©-c*o. 

*©ft£JS& : f©t4 
Wk®%lt $)J»T St £©T# 50«l©SIS^?rttft 
•f-&C££iSjg£-f 
[0008] 

WO&m 1 CcIEi£©l4J«©Sjg^tt, g£JitS£W 
flMiy^-iiatei/rjtaiiaa-f FffiKtMH-r* 
Jt^an^FfcSMKlSi. Mia^lSnn^FS 
WLK.£M7A'3*i'f : im&L. ton* 
i/F*»*^»T'54ll7*3 + J/K»IBiai. 1MB 
4117*3+2/ F»WIB-C»6tifc»^1»4Wi • & 

BSi/-cwi»**»ttrs«tetia£. *>6ft*t££ 

[0009] ±!HM*im&T&*9tM<DW8m2 KE 
ft©MI©K*«&U:. 1 KB»DI«*©»MF 

■f-SC ££<$$<!:?£. 
[00 10] 

[HHJ3©Hi6©JFJ*S] ft*« 1 4ClBtS©&M©Mj»*i£ 
B. ft&ISnnM FMKXS. 4JS7*3*i/F^»?I 
S*jJ:Cf«fi)0:g©-a©IS*>?>ftS. jt£R=iaW 
F»SSWHIiB-CB. Jt#JSit £W&* »J 
t/C*£M=>tH F£tt«MHTS. 
[0011] »4JS7C*©aS£ LT. 3fcft©P t . R 
h. Pd©ffe(c> ( I r) . ffi (A?) ft£* 

**tf*C4#-C*S. JtaMJcJIWJPfC* 

nsi, -e©s&nstc«. p t c 1 , • 5 h 2 o. h 2 p 

IC1„ fflS4&i'^ftf5Ci*if?5. tfc. 
* 'J 7"a f *7*3 -*ft i'^ltfi C £#-C3 

5. 

[0012] Jt£W££WtS>J<y v-i©jg^ffitCO 
m-mASti. C©Jt*K3n^Ftt^3S«»lttl*K 

^iiafccfcj>'w^-;^-©ffl!S (fk^n) © 

ffl*^b* 4iSW-T 5 C £ K «t 0 . 3fSfi©S4MS 4 



(3) 

3 

[0 0 13] coxmvit. *^H^n^ Ktt^rtiSSi* 
Kj«c*o^a«:«i5S3tiiJ:5Cc, £ft88<DBtt*i ft 

[0 0 14] + fitt©iiS»t«c 

tcti, 7)1 $ * ( A 1 2 0 3 ) , 2/ V * ( S i O, ) . 10 
;to~7 (ZrO,) > **~7 (TiO a ) % 

it. Al (OC 2 H 5 ) 3l Al (OC,Ht> 

[ooi5] cer>ig*m. ftHr;i/3*2/Foa** 

RTJUn + V F4SlB3#fc£B7A'=i*i' FSStSi 20 
RU CO^KT^^+VFSSiJt^fll^a-f FISiK 
£BALT*J:t». *KT^3*5/F*iP*»* 

ISnD^ FjSMJCAJBT^a+VFtS^U/ca, jSffi 

na-Y F • 7^3*5/ F»«*f» *C<h#Tt£. 
[0 0 16] S6«c, ^7;lo*^F#J5ft$Wfc*>o 

+e>F©iMEftf*afiaiRb'CB*-i"Sct3wa*L 30 

l>. SteSllTctt, £«7*3*j/F»WIS-Cfi6*i 
/cig£#3£f£*S • MltW^^MtS. cog 

■7^3 * > F LT lr>/c^«7c3R«r*tf £ 

[ 0 0 1 7 ] xir»r, coiawisiRswai, &/I7 
s. sterna. »*«3o-f Ftt^*©«4Bi7aR# 

Xti. ««#»;T-*^l/ , t*H7^3+2/F©41l7C 
IR3a-f Ftt^Ccffi0ja*ti/c4>O^5b"CL3&>fi«r 
IcmmtiZ. *<D&m, £JB7;V3^>F«r«$LT 

^isssns. 50 



#H 2000-15097 

4 

[0018] £0»tfcttS»a#HSu ^fiKSS 

(Jt&RjcX) ©SS t,t£~>rm* ili/W Zctw 
»KBSShSfe0-Cttftt». Pt, R 

[0019] «±© «fc 9 fic % sMBl 1 tcatSOttttOS 

js#£-ctt, it*i«a[i*B7Ar3*^FiaiArs 
i-4M^jgnn>r FMnaHxstBtfftic&KiAfrtc 

[0 020] Sfc KSEIgKlfc^r. S£R7G*#I?I 
Df^f3n>f Ffi^^WOiA^n/cfeOi'^bT'L^ 
B»r*tt^C£*«JBl/T, ftattOft&BTEjRtfK 
ftfcft£Jl3 a 4 Ftt**»*« CiOCctD, 

[0 02 1 ] y -7-©7K^8«. *St4o«tc*t 

[0 02 2 ] ^<^S7;U3+^> FaWIBKfc^-c, 
AB7A3+S/ Ft3^aB^*frC«ABao-r F» 
«{cfi^LT*ntf % -^CD^Br^n+^FTfll^ 
)B*fiC3#, **©AB7;l/3*2/F-C*WltHJS 
S**C4#T*4. *©tS», SBS6C^aS7^a*^ 

FO3Sai7C*^lif^0fc«^ai3O-f Ftt^aWfitttSti 

4 e 

[0 02 3] ^-CttfiSISfcfc^T, #B7^3 + £/ 
F»ma-cfl6hfcB*«*tti»d*S4, affitc^ 

K7^3*$/ F«:aiR£L/Tl^c^lS7cSR«:.^tf^»®K: 

^br*6Cc^B77U3*^F<D*B7cSRK:H*tite« 



tpttftto bit S 6 tCttg©/h3 &S#JItiT £*> % tt * 
[0 024] COIHI8*Ttt. Jt&Ktt^OttS*** 

»tvM< swaps ntt,**. -eni9>^.. c©«^t»*r- 

[0 025] 

[MMM sg*3SlSfc»ifi*312K:iai8©Wa©SBg 
SttJciO. Pt, Rh. P d &£'=!: 9 
*dtf«i»**ttftl/fctt6tf. C«DJlttH»*4m> 

[0 02 6] ifc, iH*S1*t*ffl£U C©ffitt»tf© 
g$t£. f£ffittStf©affi*i£S-r*£?Lff©t§f$JI 
^{tffl»jS{*©SCifc-Cft*. C©i§£. JittStt 

ft**-/ *te#st**>. f^fflfta^t 

fflt>£Ci#-Cft£. 

[ 0 0 2 7 ] C©i 9 «C»^fWbfflftWI*lliS-r4*l 

5';-*satu c©;^ v-- : !£:S<*g^5^©*ffiK:3- 
©ift; X7'J-©3-f^ >^StC-PUT«^CK 

& £*©*&&£#«» «fiif9*©fflaKic;i;rfia:jajR-r 

5. 

[0 02 8] &te. SftJlK, N0,»JR7C*-f>-fe , ; , > 
±3S5aR<p6»«n5^ < £ 4>-«*fllt»SC £*5"C 

ft*. *fc. is'j9AmbMowiwa-iktiifiFffi«* 

©CeiiZ vtomSWtiVto <Ce-ZrlMt*J) tb 

xgmibtctKi&xmfttzctwitbi.K c 

e/Z rtbtSO. 1 ~ 1 0©S5fflK:*SC * b 
[0 02 9] SJ#llKN0,»iK7t*£Ce-Z r&fb 
«j||©*©X5'J-K:N0,«iDeaR*»Ce-Z rgtfb 

btlZ. C©£fiS©lgK. NO»»iR7clR-¥>Ce -Z r 
[0 03 0]*Sl»«. ffl^a^JgfiE Ufc* £(C, NO 



(4) 1f Pg 2 0 0 0 - 1 5 0 9 7 

6 

.©iRteS^C e-Z r®{bSl*-e©Ji^IitcS^3-tt 
iHmbfoZ. mUt. NO.lRJDecJR^Ce-Z rBt 

as#. ^xm^ums^xm&t^ctx, no 

.©JRtSI^C e - Z r«{b»4*©ffl#IHcfi8S-tt 

*>c£#-cft*. 
[0 0 3 1 3 «T. **«tc J: 0 

C±*SM|eT3 *>©£*•*. 

io (mm i ) *^©«f ©wmfbk: <t o . «T©«t 

5ccb-c, 7A5r©BMb»tt*£. c©8&{b*?!&?-* 
fc»»LfcP t ©jt&jra?&fe6&M*ttt»3|t*l&i 

ufc. -e©ifi©ffift£0 1 K*vr . 

[*&Jl3 a-f K^SPSXg] P t ©&-C&S P t C 
],-5H,O£0. 438 gfFSU CM500 g© 

i*^-X/«:*)»i/te. fci^-c, c©^jKKW«*';v 

--CAiiii'Jt^?^-)!/ (PVA) 

CC-CIS. PtCl, • 5H I 0©Pt-*.»l/&gT#j5 0 

«fc«3f**©PVA*«£L.fc. t*t»-C. PVA*i 

ISlS^STcSh. »BS*ifcJt&Iitta»PVA«:j:Dfi 
*ii*ti-C«&«3 a -Y Ftt^J^SSStifc. C 5 b 
X. ft4«3a-f Ftt**i*&-K»|)tUfcJt&R3n^ 

[£JS7*3+i/F#8?I!I] £187^3 FiL-t 
7;U5-^AxF + ^F (A 1 <OC,H,),)*4 
6. 7gffil, C*T.£ift5 0 0g©x*./-MC?§)i? 
Lfc„ S6*cx$y-jt,4Jiaijni-C?&ffi©iSK*0. 
5mo l/ltCBSBUc. C©?g«i. 
30 S^IDiSlg-C^e *i/cft£Jg 3 cm F«« i b 
fc„ COS^igjSiftBO'C-CSiiSl/ft:^ 7-^3 -A 
r^»?L/c^bK^»9>-9< *)®mb. T;V5x^AiF + 

{b7^5x9Aai*ffflUc. 

*«E«il*(f 5 C i K«t 0 . ®m> 6S^)S3 a ^ F 
t4 J ?-<!:7K^b7;l'5X^Ai^-^C^g|L/c. 

40 6 0 0*C©jfeSjSfi-C5l$IHI*>Wr*-5< 0 iiKfiXb 

©^Bii&T*K:S!t«B«:^t!! Lfc P t J: 0 ^ft^JXtt? 
(Pttt^f) i*»64SIHSI»*(Pt»«7*5 7» 

3— f.< 17-f FIS^x^ASfti. 7;us 
^iOScO. C©^-#Affi#©£B£tjHI-rS£?L* 
©fi»JB4, fl^SCCtUtsn/cPt&^i. nD<H 
»JUC!i»3hfcC e-Z rM{b«l4*»6l««3tiS» 
50 #^jWbffllWit«T©J: bXBl&btc. 



7 

[0 0 3 2] Pt#»7^£*®5Kl OOBBOffeK. 7 
Jl/5**/^7 0» (Ptatt7JV5*»*l OOSKCtt 

0T7^^to^ws^i oasr**. aTr«»-r5 

1 5 2P (BW7^5^-5A*»«±(*CC»LT««7^ 

©feCti4EIDr*S. >. Ce-Z rBKtft4Q« 
(Ce/Z rJ±5*4> . &Cf*3 0W**tl*tlffl* 

«Lfc. Ce"Zr»ffcfttt*OJ:5tCbT»6 10 

[0 03 3] 5tr, ttSKWfcW2 0 mnHTlC* 0 > 
oit^ffiStf 50mVg £LkO Ce0 5 ^ «§X L 
fc 0 C©CeO a »5fe«r**5/Wll^l'3- , ?A*»« 
fcWtU 5l*±«fT2 0 0W3^BWIS*fca, 
^*TB0 0W««aa-C5»IB««l/fc. £50 

SCe-Zr»{t»*Sfc. fcte. Ce/ZrttfcUt 

[0 03 4]-#t, 3-$/x7-fH!^*A8fl:* 20 
*K««t/cj:<ffl6i** 5l*±*fC*jMt*»**» 

iag8 0"CC2 o#BBfS*l,/c. 
*rt»T 6 0 0 "COjRSEiSK-r- 1 ftlMRat/ft:. C OffiS, 

[0 03 5] cut. ^-fcAffittoaffik:. Pttt 
T\ fc^C^Ce-Z rBMb»3&s|HJ#Sti/c7;I/5^cfcD 30 

^£Ag{* 1 y v HbftfcO 1 2 0 srT&o 

fc. 

(Ktwi2) stem mmicbxt&m 

f&Ltc. 

[0 03 6] Pt»ft7^5^»*l 0 0ffl % 7;1>5:T 
VOU7 0SH. S5«7*5-*A*j&«l 5», 21^*3 

os**ft*ftjB*u Cft6*«*fi£UT3-?w 
>y/BX5y-*MHLfc. 3-^x7^ hS! 40 

l/fca— y*>y»X5y-fcSHItU 3l#±tfTsfc# 

a^*y-****t-»fc*. M8otrc2o»MMi 

L/C :&1,>T\ 6 0 0 XIOttfiHaa-C 1 B$Hftj£ Lfc. 
[ 0 0 3 7 ] C 5 l/T, AffltfcDMGK. P t » 



*$IB 2000-15097 
8 

fc. ccr©!M*JB©«RR«». ^~#a*h*i y v Y 
JWc*)120g"C*o/c. aW-bU-JACC 
e (NO,) ,) toiM+S/SH^ai'JA (ZrO 
(NO,) ,.) 3&sjfflill/fc8d**iK«:. 5fc-cffiJ#l*JB 

*#***JR«l,fc«. fiS2 0 0^r3B#nMfc«u 

/Co *t»T, £»*K*Jt>T6 0 0'CCD^SSr5B$ 
RKAlsT. fiJ»KCe-ZrlHMfc*S»3*fc. 
ftfcCCT*. Ce/ZrJt*H£fc*J:9K:. Hlis 
•;^Afe<fcy**^*B!^3Ji^A<DS^*«iRt L 
■C, IBM-fey •JAOaS^O. 32mol/lt,4>o 
**i/iS»^3^^A<Daitt^0. O8mol/1T* 

l ) TSJR07JI/ $ ( y u - **±S? ; M I 
-3 86) 1 0 0SP, 7)VXt*J)\sl 035. W»7^5 

-sa*««i s»v ao'*3 o»*«vwb«u 
fc. 

[0 03 8] — 3-5^* v A hK^-#Afift€r 

y-«c*«u 3i*±tfT^ftx5y-*ft*ft-*fc 

ft, iaS8 0 # C"C2 O^fflftjSbfc. *C>T,- 6 0 0"C 

4>#mx5*)-K9m\j* 3i*±ifx*»&x^y- 

[0 03 9 ] CiLt. ^-tfAffittOD^ffite. 7^5 

cD^^ssfe, ^*Afi#i y 5F mwcD 1 2 0 gr- 
* -9 fc. p t ©«w*3&«ffi(Diia'c*« n ^> p t mm 

«*««*SWor*5*, /^*Affl»*c©P tig® 

S*««4ca»U, 3l#±tf-C2 5 0'C-C?£filS#fc. 
c^urffl^stcP ttffl»s*fc. a*, cc-ccdp 

t ^^Affittl y HJl/^0 2 gt^C 
[0 04 0] itc % XttM2&nWcUXflHI-ky i >A 

aS2oo-cr3B#p^K*sL/c e ^c^-c. 

Ce-Z rMfkMfi^SWt. 
[004 1 ] *^-c, P t <WHWte&J9i3£©«K-Cd* 

COPtSSMtt*««tt:iSlt(lO, 3l#±tf-C2 5 0'C-C 

fc, CCr©Pt©ffl««fe, ^Afiftl^hJl/ 



(6) 



2fcD2 *£&5<fc5KKSi,fc. * 
[0042] 

©tWbK*«T-»fc. 

0*111 ) ®ti*mtmim#»tiz*5 o%mt?z> 

[0 043] C©S5ftCtt. i>y>=£^j8SltA/F= 10 
14. 6 Uh-f*) TjlKKS-tt-C. '»/f^«SftS* 
fc. CCgftfXii. CO. HC*5«fctfN0„*£<£tr 
fc©"C*5. C<D9Mtt®UE£ffiMfr&JhJt3lt& 

©£#$#*tpK:^£4-i£gCC\ HCfcctCKNO,© 

SKk^a* 5 o % i & o itmsm n^nsjs L//co iag 
£31 1 cc^-r. 

(1*112 ) ##*©fflf#4 0 0 'CtC&S £ %<D®1i7. 
^kfflMi*©#(k14f>g£s*«Lft:. 20 
[0044] C©S*!&-Ctt. i>^>%^tbA/F = * 



2000-15097 



10 



i4. e-t?«aes*r. &ij*zm.2-&it. gf#x© 
fflS%4 0 0-CKSjgbr. ^^NWtffljtt^tctot 

Sf^^ffcLfc. C©£#gf#X#©C0. HCteJ; 

-ec-C> »a©»*'^tc*f-r5W^14^K:o 

[ 0 0 4 5 ] C fflBttA/F * 1 4 . 
5 £#<!>£ fC, S«:lfolA/F, Mffl:tt0. 5H 
zrgttS-e4#&x>i>>*5 o^Pi*s«is-e-c. gf 
#X£fS£3tffc. C©B. 8M7*©?SK£ 9 0 0 - CCC 

^S6^St/tk^J©Sgf*'X)ffkfflWitcot,» 
[0046] 

[^1] 





50%^Htta& ec) 

HC CO N0i 


U»2 0ft% 
HC CO NQr 


(A) 




309 296 299 


93 


90 


91 


125 




295 286 288 


96 


95 


94 


120 




368 360 365 


79 


78 


75 


220 


it«W2 


340 338 335 


85 


81 


82 


205 



tizmtmfmozoumz. mm<Di><Dicti'<x& 

[0 047 ] ##*©fiff#4 0 0T:fc*S<!:S 

mmmo^mimt, oM9i<oi><oicit^x^^c t 



1 0.0 4 9 ] ft*>\ c©iB^K»«©P t Mtf <D¥*5tft 
Sicotit, ^iiWl(DSf^^tfflftBict0fc«6^ 

40 £ 0 jS5fe^]2T«, C e - Z r Btf bfe<Dfi}$#> Ce- 
Z r Wfc«©lHfi««*>6<0«Iffl»JC J: 0 P t tt^O 

ffltittWoigr&snTt^yta). ce-z rWt 

COC e - Z r WUVtotfiP t tt^©5/>* 'J >^£<fc 0 
[BBOOIIftlWIi] 

[s i ] i ©»^^»{tffi«at©iei«:*j»s 



(7) 



^20 00 - 1 5 09 7 



[H9 1 ] 



[ Pt Cl4 » 5HZ0j x g j „ ^ 



58* 



^a* 




F 4D048 AA06 AA13 AA18 AB05 BA03X 

BA08X BA10X BA19X BA30X 
BA41X BA42X BA43X BB02 
CA02 DA01 DA02 DA03 DA05 
DA06 DA08 
4C069 AA03 M08 BA01B BA13B 
BA22C BA27B BA37 BB06B 
BB08B BB12B BC16B BC43B 
BC51B BC69A BC75B BD12B 
BE06B CA03 CA09 DA06 
EA19 EB18Y EB19 EC01Y 
EC02Y FA02 FB09 FB15 
FB30 FB34 FB57 



